Instruments. UV/vis and CD spectra were recorded on JASCO V-560 and J-720WI or J-820 spectrometers equipped with JASCO ETC-505T or UNISOKU USP-203CD cryostat. NMR spectra were recorded on a Bruker Avance 250 Instrument. ESI-MS analyses were performed on a Finnigan LQC Advantage ion-tap instrument equipped with Excalibur software. Chiral HPLC analysis was run on a JASCO HPLC system fitted with an FP-2025 fluorescence detector (λ ex = 254 nm, λ em = 420 nm).
water and the procedure was repeated three times. The dried CIL (11.3 g, 55% yield) Sample preparation and photolysis procedures. AC-X was added to neat CIL in a test tube, and the mixture was sonicated for 10 min. The resulting suspension was filtered to give a transparent CIL solution saturated with AC-X, which was subjected to the spectroscopic measurement and photoreaction. The saturated CIL solution of AC-X (ca. 200 μL) placed in a quartz cell (1 x 10 x 45 mm) was irradiated for 3 h at temperatures ranging from 25 to -50 °C under aerated conditions, by using a 500-W ultrahigh-pressure mercury lamp fitted with a UV-35 glass filter. An aqueous solution of 2 mM NaOH (200 μL) was added to the photolyzed sample to give a homogeneous solution, to which was added acetonitrile (100 μL). A 5 μL aliquot was analyzed by chiral HPLC equipped with a tandem column of Nakalai Cosmosil 5C18-AR-II and Daicel Chiralcel OJ-RH eluted by a 64:36 (v/v) water-acetonitrile mixture to determine the distribution and enantiomeric excesses of photocyclodimers.
1 UV/vis and CD spectra of AC-K and AC-Cs in CIL Figure S1 . UV/vis and CD spectra of a saturated (a) AC-K and (b) AC-Cs in CIL at 25 °C (black), 0 °C (red) and -50 °C (blue), measured in a 0.1 mm cell; measurement in a 1 mm cell gave less reliable CD spectrum due to the opaque CIL solution.
